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(54) Piston ring 

(57) A gas nitrided layer 2 is formed over the entire 
surface of a piston ring 1 and a hard film 3 with a thick- 
ness of 0.5 to 10 micrometers is formed on the gas ni- 
trided layer 2 at the outer circumferential surface. The 
rvird lilm 3 comprises diamond-like carbon in which are 
dispersed carbides of one or more elements selected 
from the group consisting of silicon, titanium, tungsten, 
crromium, molybdenum, niobium, and vanadium. The 
d^mond-like carbon is configured with any one of an 



amorphous carbon structure, an amorphous carbon 
structure having partly a diamond structure, or an amor- 
phous carbon structure having partly a graphite struc- 
ture. The content of the above elements is 5 to 40 atomic 
percent, and the hard film 3 has a Vicker's hardness in 
a range from 700 to 2 : 000. A chromium plating film or 
ion plating film may be used instead of the gas nitrided 
layer 2. The hard film 3 may be formed directly on the 
outer circumferential surface of the piston ring 1 in a 
thickness from 10 to 30 micrometers. 
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Description 

— - [0001] The present invention relates to a piston ring for use in internal combustion engines. 

[0002] Engines in recent years must meet increased demands for higher output, high revolutions per minute and 

- 5 longer product service life, and must also comply with ever stricter exhaust gas emission regulations. The piston ring 
must therefore function in a harsher operating environment. Cylinders in such engines are conventionally made out of 
cast iron and the external circumference of the piston ring has a wear resistant surface treatment layer. 
[0003] The wear resistant surface treatment layer on the external circumferential surface of the piston ring of the 
conventional art is a chromium plating film, nitrided layer, or ion plating film such as chromium nitride (CrN. Cr 2 N) film 
io or titanium.nitride (TIN) film. 

[0004] In the initial stage of engine operation, break-in between the cylinder and piston ring is not sufficient so that 
scuffing may occur between the cylinder and piston ring formed with the above mentioned wear resistant surface 
treatment layer. Accordingly, a method to improve initial break-in characteristics of these wear resistant surface treat- 
ment layers or a wear resistant surface treatment layer having both scuffing resistance and wear resistance is needed. 
15 [0005] To respond the above problem, the following arts have been proposed. 

1. Japanese Patent Laid-open No. 8-184375 

A film of either 98.0 to 99.5 percent molybdenum or chromium or both and the remainder of nitrogen was 
formed by physical vapor deposition on a nitrided layer or physical vapor deposition film in order to improve the 
20 initial break-in characteristics. 

2. Japanese Patent Publication No. 5-54594 

A TiN film was formed over a hard film comprised of CBN, TiC, Ti(C,N), SiC, diamonds or Al 2 0 3 in order to 
improve the scuffing resistance. 

On the other hand, the following art involved coating of artificial diamond material has been proposed. 
25 3. Japanese Patent Laid-open No. 3-260362 

A thin film of artificial diamond material was formed on the piston ring and on the top surface, external circum- 
ferential surface and ring groove of the piston in order to improve durability. 

Further, the following art involved use of a diamond-like carbon film has been proposed. 
4. Japanese Patent Laid-open No. 5-179451 
~1?p In order.to restrict the adhesion of ferrite structures, a film having amorphous carbon as the main constituent 

^~ / in which tungsten and/or silicon was dispersed was formed on the sliding surface which mates with a sliding surface 

formed of iron-type material containing ferrite. This technology is utilized for instance, in the hydraulic valve in 
power steering mechanisms. 

However, under harsh engine operating conditions, the technology proposed in the above first method has 
35 the drawback that the molybdenum or chromium film wears away quickly. The technology proposed in the above 

second method has a TiN film with excessive hardness so that resistance to scuffing is inadequate. The technology 
proposed in the above third method has no detailed description of any kind regarding the thin film of artificial 
diamond material. The technology proposed in the above fourth method describes amorphous carbon in which 
tungsten or silicon is dispersed, yet provides no description of tungsten carbides or silicon carbides. 

40 

[0006] It is an object of the present invention to provide a piston ring having both resistance to scuffing and resistance 
to wear. 

[0007] In a piston ring of the present invention formed with a hard film on the outer circumferential surface, the hard 
film is characterized by comprising diamond-like carbon in which are dispersed carbides of one or more elements 
45 selected from the group consisting of silicon, titanium, tungsten, chromium, molybdenum, niobium, and vanadium. 
[0008] The diamond-like carbon forming a film of the present invention is configured from any one of the following 
structures. 

1. Amorphous carbon structure 
50 2. Amorphous carbon structure having partly a diamond structure. 

3. Amorphous carbon structure having partly a graphite structure. 

[0009] The hard film of the present invention may be dispersed with non-carbonized metal in minute amounts pro- 
vided that the effect of the invention is not lost. 

55 [001 0] The scuffing resistance of the diamond-like carbon film is inherently high, however a film having both scuffing 
resistance and wear resistance can be obtained by including carbides of one or more elements selected from the group 

j consisting of silicon, titanium, tungsten, chromium, molybdenum, niobium, and vanadium. This film also has superior 
initial break-in characteristics. 
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[0011] The silicon, titanium, tungsten, chromium, molybdenum, niobium, and vanadium content can be measured 
with an electron probe microanalyzer. The total atomic ratio of the above elements is preferably 5 to 40 percent and 
preferably the hard film has a Vicker's hardness within a range of 700 to 2000. When the total atomic ratio falls below 
5 percent, the hardness, scuffing resistance and wear resistance decline. When the total atomic ratio is above 40 
percent, a drop in scuffing resistance and adhesion occurs. When the Vicker's hardness of the hard film is below 700, 
the wear resistance declines. When the Vicker's hardness is above 2,000, a drop in scuffing resistance and cracks on 
the film are prone to occur. More preferably, the total atomic ratio is 10 to 30 percent and a Vicker's hardness for the 
hard film is within a range of 900 to 1 200. 

[0012] Various embodiments of the present invention will now be described by way of example only, and with refer- 
ence to4he accompanying drawings in which: 

[0013] Figures 1 (a), 1(b) and 1(c) are respectively longitudinal cross sectional views of a portion of the piston rings 
illustrating embodiments of the present invention. Figures 1(a) and 1 (b) are samples in which a hard film is formed on 
a wear resistant surface treatment layer of a different type. Figure 1 (c) is a sample in which a hard film is applied without 
forming a wear resistant surface treatment layer of a different type. 

[0014] Figure 2 is a drawing showing a configuration of the reciprocating friction testing machine. 
[0015] Figure 3 is a graph showing test results from the wear tests. 

[001 6] Figures 4(a) and 4(b) are drawings showing the structure of the pin-on-cylinder friction testing machine. Figure 
4(a) is a front view partly in cross section. Figure 4(b) is a side view. 
[0017] Figure 5 is a table showing test results from the scuffing tests. 
[001 8] Figure 6 is an X-ray diffraction pattern of the film of embodiment 4. 

[0019] Hereafter, the preferred embodiments of the present invention will be described while referring to Fig. 1 (a) to 
Fig. 1(c). 

[0020] In Fig. 1(a). a gas nitrided layer 2 with a thickness of 5 to 15 micrometers is formed on the entire surface of 
a piston ring 1. A hard film 3 with a thickness of 0.5 to 10 micrometers is formed over the gas nitrided layer 2 at the 
outer circumferential surface. The hard film 3 comprises diamond-like carbon in which are dispersed carbides of one 
or more elements selected from the group consisting of silicon, titanium, tungsten, chromium, molybdenum, niobium, 
and vanadium. The total atomic ratio of one or more elements selected from the group consisting of silicon, titanium, 
tungsten, chromium, molybdenum, niobium, and vanadium is 5 to 40 percent and the hard film 3 has a Vicker's hardness 
within a range of 700 to 2000. 

[0021] Another example is shown in Fig. 1 (b). A chromium plating film, or ion plating film 4 such as chromium nitride 
(CrN, Cr 2 N) film or titanium nitride (TiN) film is formed on the outer circumferential surface of the piston ring 1 . The 
hard film 3 is formed in a thickness of 0.5 to 10 micrometers over the film 4. When chromium plating film is used, the 
chromium plating film thickness is 5 to 150 micrometers, and when ion plating film is used, the ion plating film thickness 
is 1 to 1 50 micrometers. 

[0022] Fig. 1 (c) shows an example of the hard film 3 directly formed in a thickness of 10 to 30 micrometers on the 
outer circumferential surface of the piston ring 1 without forming a wear resistant surface treatment layer (gas nitrided 
layer 2, or chromium plating film or ion plating film 4) which is different in type from the hard film 3. When the film 
thickness is lower than 10 micrometers, the wear resistance is inadequate and when above 30 micrometers, the ad- 
hesion declines and cracks are prone to occur in the film. 

[0023] The hard film 3 can be coated by using the reactive ion plating method or reactive sputtering method. For 
instance, the hard film 3 is coated onto the substrate by the reactive ion plating method as related below That is, an 
inert gas is introduced into a vacuum chamber while the substrate is rotated. After cleaning the substrate surface by 
ion bombardment, a hydrocarbon gas such as methane which is a source of carbon is introduced into the chamber 
and while the vicinity of the substrate is maintained in a plasma state, one or more elements selected from the group 
consisting of silicon, titanium, tungsten, chromium, molybdenum, niobium, and vanadium are vaporized. In such cases, 
by adjusting the partial pressure of hydrocarbon gas in the reactive gas, the one or more atoms selected from the group 
consisting of silicon, titanium, tungsten, chromium, molybdenum : niobium, and vanadium can be deposited as a carbide. 
The ratio of the respective contents of the one or more elements selected from the group consisting of silicon, titanium, 
tungsten, chromium, molybdenum, niobium, and vanadium can be controled by adjusting the pressure of the reactive 
gas as well as the evaporation speed of these elements. 

[0024] Hereafter, the superior scuffing resistance and wear resistance of the piston ring of the present invention will 

be demonstrated by showing results of wear measurements by means of the reciprocating friction testing machine and 
results of measurements of scuffing load by means of the pin-on-cylinder friction testing machine. 

1. Wear test 

(1) Reciprocating friction testing machine 

The structure of the reciprocating friction testing machine used in the test is shown in Fig. 2. A pin shaped 
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upper test piece 1 0 is supported by a fixed block 11 and is pressed against a lower test piece 1 3 by a downward 
load which is applied by a hydraulic cylinder 12. The flat-shaped lower test piece 13 on the other hand, is 
supported by a movable block 14 and moved forwards and backwards by a crank mechanism 15. A toad cell 
is denoted by the reference numeral 16. 
(2) Test conditions 



Load : 10 kilograms 
Speed : 600 c.p.m. 
Time : 60 minutes 
_ . Lubricating oil : 10W engine oil 

(3) Test piece 



Upper test piece : Steel for piston ring Film is formed as shown in Table 1 and Table 2. 

Lower test piece : Flake graphite cast iron for cylinder liner 17 X 17 X 70 (mm) 

(4) Hard film forming method 

The hard film was formed by the reactive ion plating method as related previously. The temperature of the 
substrate was in a range between 200 to 500°C. 

(5) Test results 

Test results are shown in Fig. 3. The wear amount of a comparative example 2 is set as 1 . The amount 
of wear of the hard film of the present invention is equivalent to or less than the amount of wear of the TIN and 
CrN ion plating films of the conventional art known to have excellent resistance to wear. A special feature of 
the present invention is that the amount of wear of the mating material (cast iron) is small. Further, the hard 
film comprised of diamond-like carbon demonstrated improved resistance to wear on account of a tungsten 
carbide or silicon carbide content in specific amounts. 



2. Scuffing test 

(1) Pin-on-cylinder friction testing machine 

The structure of the pinon-cylinder friction testing machine used in the scuffing test is shown in Figs. 4 
(a) and 4(b). A test piece 20 as the piston ring is mounted on the upper end of the outer circumferential surface 
22 of ayotor 21 rotated around the horizontal axis. A load P is applied to the test piece 20 which is the piston 
ring, pressing the piston ring against the outer circumferential surface of the rotor 21 . The rotor 21 is rotated 
in this*state, while supplying lubricating oil to the contact portion between the rotor 21 and the test piece 20 
as the piston ring. The test piece was observed for the presence or absence of scuffing on the sliding surface 
after the testing machine was operated for specified times at different types of loads. 

(2) Test conditions 



Rotation speed : 
Load : 
Time : 



Lubricating oil : 



1000 r.p.m. 
6-16 kilograms 

The testing machine was operated for 60 seconds at the specified load and the sliding 
surface was monitored for the presence or absence of scuffing. The scuffing test was 
repeated with increasing loads. 
Dropping of 10W lubricating oil 



(3) Test piece 

The films shown in Table 1 and Table 2 were formed on the outer circumferential surface of the piston ring. 

(4) Rotor 21 

Flake graphite cast iron for cylinder liner 0 50 mm X 300 mm 

(5) Test results 

As shown in Fig. 5, the scuffing limit loads of the hard films of the present invention were demonstrated 
to be higher than the scuffing limit loads of the TiN and CrN films of the conventional art known to have excellent 
resistance to wear. Further, the hard film comprised of diamond-like carbon demonstrated improved scuffing 
resistance on account of a tungsten carbide or silicon carbide content in specific amounts. 
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Table 1 





K\r\ 
[NO. 


unuer idyer 


Oil UUlUlc \Jl 1 IO 1 \J 

film on sliding 
surface 


1 1 ML/M ICOO \Jl 1 lulu 

film on sliding 
surface u,m 


\7irk er'c hardnp*i^ of 

VIUiXwl O IIQIUI vl 

hard film on sliding 
surface 


Embodiment 

- • 


1 


Gas nitrided layer 


Amorphous 
caruon ano 
tungsten carbide 
(W: 14 atomic 
percent) 


5 


1300 




2 


Gas nitrided layer 


Amorphous 
carbon and silicon 
carbide (Si: 30 
atomic percent) 


c 
0 


1 oUU 




3 


Gas nitrided layer 


Amorphous 
carbon and silicon 
carbide (Si: 7 
atomic percent) 


5 


1000 




4 


Chromium plating 
film 10041m 


Amorphous 
carbon and 
tungsten carbide 
(W: 14 atomic 
percent) 


5 


1300 


Comparative 
example 


1 


None 


Chromium plating 
film 


60 


800 




2 


None 


Gas nitrided layer 


60 


1000 i 




3 


Gas nitrided layer 


CrN ion plating film 


30 


1600 


Table 2 




No. 


Under layer 


Structure of hard 
film on sliding 
surface 


Thickness of hard 
film on sliding 
surface u.m 


Vicker's hardness of 
hard film on sliding 
surface 


Comparative 


4 


Gas nitrided layer 


TiN ion plating film 


10 


2000 


example 


5 


Gas nitrided layer 


Cr ion plating fim 


5 


750 




6 


Gas nitrided layer 


Amorphous 
carbon 


5 


500 




7 


Gas nitrided layer 


Amorphous 
carbon and silicon 
carbide (Si: 4 
atomic percent) 


5 


650 




8 


Gas nitrided layer 


Amorphous 
carbon and silicon 
carbide (Si: 42 
atomic percent) 


5 


2100 



[0025] The structures of the hard films of the embodiments 1 through 4 and the comparative examples 6 through 8 
were analyzed by X-ray diffraction of each test piece. The X-ray tube was a copper tube and a monochromator was 
used. The tube voltage was 40 kilovolts. The tube current was 30 milliamperes. An X-ray diffraction pattern of the 
embodiment 4 is shown in Fig. 6. 
[0026] Fig. 6 shows the following matters. 
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1 . A halo is present In 20 = 34° to 42°, which shows that film has amorphous structure. 

2. The diffraction peak in the vicinity of 20 = 44.5°, 65° and 82° is the diffraction ray from the chromium plating film 
of the under layer 

3. The diffraction peak for the tungsten carbide which can be identified as W 2 C or W 6 C 254 »$ present in the vicinity 
of 20 = 34.5° and 38°. 

4. There is no diffraction peak for metallic tungsten in the vicinity of 20 = 40°, 58° and 73°. 

[0027] It can be seen from the above items that the film of the embodiment 4 has a structure comprised of amorphous 
carbon and tungsten carbide. 

[0028] The hard film in this test was comprised of diamond-like carbon as the main constituent and tungsten carbide 
or silicon carbide, however the same effect can be obtained with a hard film comprising diamond-like carbon in which 
are dispersed carbides of one or more elements selected from the group consisting of silicon, titanium, tungsten, 
chromium, molybdenum, niobium, and vanadium. 

[0029] Although the present invention has been described with reference to the preferred embodiments, it is apparent 
that the present invention is not limited to the aforesaid preferred embodiments, but various modification can be attained 
without departing from its scope. 

Claims 

1. A piston ring having a hard film on the outer circumferential surface of said piston ring, wherein said hard film 
comprises diamond-like carbon in which are dispersed carbides of one or more elements selected from the group 
consisting of silicon, titanium, tungsten, chromium, molybdenum, niobium, and vanadium. 

2. A piston ring as claimed in claim 1 , wherein content of said one or more elements selected from the group consisting 
of silicon, titanium, tungsten, chromium, molybdenum, niobium, and vanadium is 5 to 40 atomic percent, and a 
Vicker's hardness of said hard film is within a range of 700 to 2000. 

3. A piston ring as claimed in claim 2, wherein said hard film has a thickness of 0.5 to 10 micrometers and said hard 
film is formed on a wear resistant surface treatment layer of a different type. 

4. A piston ring as claimed in claim 3. wherein said wear resistant surface treatment layer of a different type is com- 
prised of a chromium plating film, nitrided layer or ion plating film. 



5. 



A piston ring as claimed in claim 2, wherein said hard film has a thickness of 10 to 30 micrometers and said hard 
film is formed directly on the outer circumferential surface of said piston ring. 



EP 0 905 419 A2 

o 



FIG. 1(a) 



FIG. 1(b) 



FIG .1(c) 




o 



EP0 905 419 A2 



FIG. 2 
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(54) Piston ring 

(57) A gas nitrided layer 2 is formed over the entire 
surface of a piston ring 1 and a hard film 3 with a thick- 
ness of 0.5 to 10 micrometers is formed on the gas ni- 
trided layer 2 at the outer circumferential surface. The 
hard film 3 comprises diamond-like carbon in which are 
dispersed carbides of one or more elements selected 
from the group consisting of silicon, titanium, tungsten, 
chromium, molybdenum, niobium, and vanadium. The 
diamond-like carbon is configured with any one of an 



amorphous carbon structure, an amorphous carbon 
structure having partly a diamond structure, or an amor- 
phous carbon structure having partly a graphite struc- 
ture. The content of the above elements is 5 to 40 atomic 
percent, and the hard film 3 has a Vicker's hardness in 
a range from 700 to 2 : 000. A chromium plating film or 
ion plating film may be used instead of the gas nitrided 
layer 2. The hard film 3 may be formed directly on the 
outer circumferential surface of the piston ring 1 in a 
thickness from 10 to 30 micrometers. 



o 



FIG. 1(a) 2 



3- 




co 

< 



in 
o 
o> 

o 

CL 
111 



O 



Prntedby Jouve. 75001 PARIS (FR) 



(Cont. next page) 




c 



2 



EP 0 905 419 A3 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 98 30 7976 



DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 



Citation ot document with indication, where appropriate. 
ot relevant passages 



DE 41 15 612 A (ELBEL KARL DR) 
19 November 1992 (1992-11-19) 

* column 1, line 19-24 * 

* column 3, line 21-42 * 

* claim 2 * 

US 3 731 941 A (MORI Y ET AL) 
8 May 1973 (1973-05-08) 

* column 2, line 19,20 * 

* column 2, line 26-35 * 

* column 2, line 53-59 * 

US 4 974 498 A (LEMELSON JEROME) 
4 December 1990 (1990-12-04) 

* column 1, line 58-62 * 
line 1 * 
line 12-36 * 
line 44-63 * 



column 4, 
column 4, 
column 6, 
figure 4 * 



PATENT ABSTRACTS OF JAPAN 
vol. 004, no. Ill (M-025), 
9 August 1980 (1980-08-09) 
& JP 55 069744 A (NIPPON PISTON RING CO 
LTD), 26 May 1980 (1980-05-26) 
* abstract * 



Relevant 
to daim 



CLASSIFICATION Of THE 
APPLICATION (IM.CL6) 



F16J9/26 



The present search report has been drawn up for all claims 



THE HAGUE 



Date ot camptotson of the search 

2 December 1999 



TECHNICAL FIELDS 
SEARCHED (lntXI.6) 



F16J 

C23C 
B23P 



Van Wei, 0 



CATEGORY OF CITED OOCUMENTS 

X : particularly relevant if taken alone 

Y : particularly relevant if combined with another 

document ol the same category 
A : technological background 
O : non-written disclosure 
P : intermediate document 



T : theory or princtole underlying the invention 
E : eariier pfti<?nt document, tut puoh5n*a on, e.r 

after ;ne tiJtng oats 
C - document ated tn the application 
L : document cited tor other reasons 



& : member ot the same patent family, corresponding 
document 



3 



EP0 905 419 A3 



ANNEX TO THE EUROPEAN SEARCH REPORT 

ON EUROPEAN PATENT APPLICATION NO. EP 98 30 7976 



This annex lists the patent lamily members relating to the patent documents cited in the above-mentioned European search report 
The members are as contained in the European Patent Office EDP file on 

The European Patent Office is in no way liable for these particulars wh»ch are merely given for the purpose of information. 

02-12-1999 



Pa t Ant rifvnirriAnt 


ruDiicauon 




Patent family 




PubtiCAtion 


cited in search report 


date 




member(s) 




date 


DE 4115612 A 


19-11-1992 


NONE 








US 3731941 A 






91 CAT 07 


A 


29-06-1972 






G6 


1315619 


A 


02-05-1973 






IT 


940737 


B 


20-02-1973 


US 4974498 A 


04-12-1990 


US 


4960643 


A 


02-10-1990 






JP 


3260362 


A 


20-11-1991 






US 


5456406 


A 


10-10-1995 






us 


5096352 


A 


17-03-1992 






us 


5040501 


A 


20-08-1991 






us 


5067826 


A 


26-11-1991 






us 


5255929 


A 


26-10-1993 






us 


5132587 


A 


21-07-1992 






us 


5288556 


A 


22-02-1994 






us 


5284394 


A 


08-02-1994 






us 


5332348 


A 


26-07-1994 






us 


5360227 


A 


01-11-1994 


JP, 55069744 A 


26-05-1980 


JP 


1209026 


C 


29-05-1984 






JP 


58025863 


B 


30-05-1983 



s 



2s For more details about this annex : see Official Journal of the European Patent Office. No. 12/82 



4 



